I. Materials and methods
Solvents and reagents were purified prior to use and dried by usual methods. In spectroscopic application dry solvents were degassed by freeze-pump-thaw-cycles and stored under argon before sample preparation. Quinquethiophene L5T, decithiophene L10T, cyclo [10] thiophene and thianthrenium hexachloroantimonate (ThiSbCl 6 ) were prepared according standard literature procedures.
[S1-3] UVvis spectra were recorded on a Perkin Elmer Lambda 19 spectrometer; electrochemical analysis were performed on a Metrohm AutoLab PGSTAT30 potentiostat; EPR spectra in the X-band were recorded with a Bruker System EMX connected with an ER 4131 VT variable temperature accessory.
II. Sample preparation for absorption and ESR measurements under controlled oxidation.
Stock solutions of the respective oligothiophene in 1,1,2,2-tetrachloroethane (TCE) and of thianthrenium hexachloroantimonate in nitromethane were prepared. Defined amounts of the sample solu- ; potentials vs ferrocene/ferrocenium (Fc/Fc + ) (TCE:
1,1,2,2-tetrachloroethane, TBAPF 6 : tetrabutylammonium hexafluorophosphate). 
III. Theoretical calculations: optimized geometry coordinates

